In a round bottom flask equipped with an addition funnel was added α-dibenzylamino ester (1 equiv), chloroiodomethane or dibromomethane (2.5 equiv), 50 mL of anhydrous THF at -78 °C under inert atmosphere (argon) with constant stirring. Next, a solution of methyllithium 1.5 M (2.5 equiv) was added dropwise and then allowed to react for 30 min at -78 °C with constant stirring. A saturated solution of ammonium chloride (20 mL) was then added and kept with stirring until it reached room temperature. The product was extracted with diethyl ether (3 x 20 mL) and the extracts were combined and dried over anhydrous sodium sulfate.
After evaporation of the solvent, the resulting oil was used for the next step.
(S)-1-chloro-3-(dibenzylamino)-2-butanone (10a). For full characterization see (Barluenga et al., 1995) 138.4, 128.7, 128.6, 127.5, 61.0, 54.6, 47.8, 6 .5. 5, 138.6, 138.4, 129.4, 128.8, 128.6, 128.4, 127.5, 126.2, 66.6, 54.5, 47.8, 28 .8.
S4
(S)-4-(tert-butildimethylsilyloxi)-1-chloro-3-(dibenzylamino)-2-butanone (10d). For full characterization see (Barluenga et al., 1999) Hz), 3.70-3.60 (dd, 1H, J = 6.6 Hz), 0.85 (s, 9H), -0.02 (s, 6H); 13 C-NMR (CDCl 3 , 50 MHz): δ 201. 7, 139.0, 128.9, 128.5, 127.3, 65.4, 64.9, 55.3, 48.3, 25.9, 18.1, -5.6, -5.3 .
For full characterization see ref.
( Barluenga et al., 1999) 4, 136.1, 127.4, 122.8, 121.9, 119.4, 118.6, 111.2, 111.1, 79.3, 73.0, 64.6, 51.3, 39.9, 25.9; FT-IR (film): 3412, 3290, 2120 , 2106 , 1729 , 1620 , 1595 , 1340 , 1213 , 1170 S8 Figure S3 -(S)-methyl 2-(di(prop-2-yn-1-yl)amino)-3-(1H-indol-3-yl)propanoate (11c). Figure S6 -(S)-methyl 2-(((1-((R)-3-(dibenzylamino)-2-oxobutyl)-1H-1,2,3-triazol-4-yl)methyl)((1-((S)-3-(dibenzylamino)-2-oxobutyl)-1H-1,2,3-triazol-4-yl)methyl)amino)propanoate (6a). Figure S8 -ethyl 2-(((1-((R)-3-(dibenzylamino)-2-oxobutyl)-1H-1,2,3-triazol-4-yl)methyl)((1-((S)-3-(dibenzylamino)-2-oxobutyl)-1H-1,2,3-triazol-4-yl)methyl)amino)acetate (6c). 
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